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METHOD OF MANUFACTURING A
SEMICONDUCTOR DEVICE

CROSS-REFERENCE TO RELATED
APPLICATIONS

This application 1s based upon and claims the benefit of

priority from prior Japanese Patent Application No. 2005-
166949, filed Jun. 7, 2005, the entire contents of which are
incorporated herein by reference.

BACKGROUND OF THE INVENTION

1. Field of the Invention

The present mvention relates to a semiconductor device
and a method of manufacturing the same.

2. Description of the Related Art

As the downsizing of semiconductor devices progresses, it
becomes difficult to reliably fill an 1solation trench with an
insulating film. As a solution to such a problem, there has
been proposed a method that utilizes a perhydrosilazane poly-
mer (to be called polysilazane hereinaftter). (See, for example,
Jpn. Pat. Appln. KOKAI Publication No. 2003-258082.) In
this method, a polysilazane solution 1s applied, and the result-
ant 1s subjected to coating, baking, curing and densifying

processes, etc., thereby obtaining a silicon oxide film (S10,
film).

Alternatively, there 1s a technical 1dea of using a stack film
made of a silicon oxide film formed by a CVD (chemical
vapor deposition) method (to be called CVD silicon oxide
f1lm), and a silicon oxide film obtained from polysilazane (to
be called polysilazane silicon oxide film). However, 1n this
case, the polysilazane film 1s not suificiently converted into
510 film, and theretore the following problem may occur.

A polysilazane silicon oxide film has an etching rate higher
as compared to that of a CVD silicon oxide film. Therefore,
when etching a stack film of a polysilazane silicon oxide film
and a CVD silicon oxide film in the 1solation trench, the
ctching of the polysilazane silicon oxide film progresses
taster and therefore a desired etched form cannot be obtained.
Thus, due to such a poor controllability of the etching, the

etching amount varies from one place to another depending
on the pattern, which creates a problem.

Further, the polysilazane silicon oxide film exhibits a large
film contraction in a high-temperature heat process such as
the curing or densifying process, and therefore a large stress
1s created. As aresult, the peeling-oit of the film easily occurs,
which serves as a large factor for lowering the yield.

Furthermore, some of the carbon atoms and nitrogen atoms
contained 1n the polysilazane solution remain in the film,
which cause an adverse effect on the properties of the semi-
conductor device. More specifically, carbon atoms and nitro-
gen atoms are piled up on the side walls and bottom surface of
the 1solation trench to create a space charge, thereby signifi-

cantly varying the shift amount of the field inversion voltage
of the transistor (AVib).

As described above, 1n a stack film made of a CVD silicon
oxide film and a polysilazane silicon oxide film, the polysi-
lazane film 1s not sufficiently converted into S10,, film, which
causes such problems as a poor controllability of the etching,
a large stress created in the film and degradation of electrical
properties. Therefore, 1t 1s conventionally difficult to form an
insulating film of excellent properties and reliability.
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2
BRIEF SUMMARY OF THE INVENTION

According to a first aspect of the present invention, there 1s
provided a method of manufacturing a semiconductor device,
comprising: forming a first insulating film containing silicon
oxide as a main ingredient, on an underlying region; adhering
water to the first insulating film; forming a polymer solution
layer containing a silicon-containing polymer on the water-
adhered first insulating film; and forming a second insulating
film containing silicon oxide as a main ingredient from the
polymer solution layer, wherein forming the second msulat-
ing film includes forming silicon oxide by a reaction between
the polymer and water adhered to the first insulating film.

According to a second aspect of the present invention, there
1s provided a semiconductor device, comprising: an underly-
ing region; a first insulating film contaiming silicon oxide as a
main 1mgredient, formed on the underlying region; a second
insulating film containing silicon oxide as a main ingredient,
formed on the first insulating film, wherein the second 1nsu-
lating film includes a granular portion containing silicon
oxide 1n a vicinity of the first insulating film.

BRIEF DESCRIPTION OF THE SEVERAL
VIEWS OF THE DRAWING

FIG. 1 1s a plan view schematically showing the structure
of a semiconductor device according to an embodiment of the
present invention;

FIG. 2 1s a diagram showing an equivalent circuit to the
semiconductor device according to the embodiment of the
present invention;

FIG. 3 1s a cross sectional view schematically showing the
structure of the semiconductor device according to the
embodiment of the present invention;

FIG. 4 1s a cross sectional view schematically showing the
structure of the semiconductor device according to the
embodiment of the present invention;

FIG. 5 1s a cross sectional view showing a part of the
structure of the semiconductor device according to the
embodiment of the present invention;

FIGS. 6 to 18 each are a cross sectional view schematically
showing a method of manufacturing the semiconductor
device according to the embodiment of the present invention;

FIG. 19 1s a photograph of a foreign matter formed on a
silicon water, taken with an electron microscope;

FIGS. 20A, 20B and 20C each are a diagram 1llustrating the

result of SEM-EDX analysis on the surface region of the
silicon wafer:;

FIG. 21 15 a diagram 1illustrating the result of evaluation of
C-V characteristics of MIS capacitors having various types of
insulating films;

FIG. 22 1s a diagram 1llustrating the result of measurement
of the rate of film contraction caused by the curing process;

FIG. 23 15 a diagram 1illustrating the result of evaluation of
variation in the etching amount 1 a vicinity of an 1solation
trench; and

FIGS. 24 and 25 each are a cross sectional view schemati-
cally showing a method of manufacturing a remodeled ver-
sion of the semiconductor device according to the embodi-
ment of the present invention.

DETAILED DESCRIPTION OF THE INVENTION

An embodiment of the present mmvention will now be
described with reference to accompanying drawings. The
embodiment will be described 1n connection with a NAND-
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type flash memory, which 1s an electrically erasable nonvola-
tile semiconductor memory device.

FIG. 1 15 a plan view schematically showing a brief struc-
ture of a NAND-type tlash memory according to an embodi-
ment (note that bit lines are not illustrated). FIG. 2 1s a dia-
gram showing an equivalent circuit to the structure shown 1n

FIG. 1.

As shown 1in FIGS. 1 and 2, each of NAND cell units has

such a structure that memory cells M1 to M8 are provided
between select transistors S1 and S2. Select gate lines SG1
and SG2 are connected respectively to the select transistors
S1 and S2, and control gate lines (word lines) CG1 to CG8 are
connected respectively to the memory cells M1 to M8. Fur-
ther, bit lines BLL1 and BL2 are connected to each of the select
transistors S1. It should be noted here that this embodiment
will be described in connection with a case where there are 8
memory cells, but the number of cells 1s not limited to 8.

FI1G. 3 1s a cross sectional view taken along the line A-A' of
IG. 1 (that 1s, a cross section 1n a word line direction), and
IG. 4 15 a cross sectional view taken along the line B-B' of
IG. 1 (that 1s, a cross section 1n a bit line direction).

As shown in FIGS. 3 and 4, the select transistors S1 and S2
and the memory cells M1 to M8 are formed on the silicon
substrate (semiconductor substrate) 10.

—T] ] T

Each of the memory cells M1 to M8 includes a tunnel
isulating film (first gate insulating film) 11 formed on the
silicon substrate 10, a floating gate electrode film (first gate
clectrode film) 12 formed of polysilicon films 12a and 125, an
inter-electrode msulating film (second gate insulating film)
22 formed of an ONO (oxide/nitride/oxide) film, and a con-
trol gate electrode film (second gate electrode film) 23. Each
of the select transistors S1 and S2 includes a gate msulating
film 11 formed on the silicon substrate 10, and a gate elec-
trode formed of the polysilicon films 12a and 126 and the
control gate electrode film 23. A sidewall spacer 24 1s formed
on sidewalls of each of the select transistors S1 and S2 and the
memory cells M1 to M8. A source/drain diffusion layer 25 1s
formed between memory cells adjacent to each other in the bit
line direction.

An 1solation 1msulating portion that contains silicon oxide
as 1ts main component 1s formed between the NAND cell
units located adjacent to each other in the word line direction.
The1solation insulating portion 1s made of a silicon oxide film
(CVD silicon oxide film: first insulating film) 18 formed by a
CVD method and a silicon oxide film (polysilazane silicon
oxide film: second 1nsulating film) 195 obtained from a per-
hydrosilazane polymer (polysilazane). As shown in FIG. 5, in
the vicinity of a boundary 30 between the CVD silicon oxide
f1lm 18 and the polysilazane silicon oxide film 195, the pol-
ysilazane silicon oxide film 196 includes a granular portion
21 formed of a silicon oxide. The granular portion 21 contains
carbon, and the carbon concentration of the granular portion
21 1s higher than that of the portion other than the granular
portion 21 of the polysilazane silicon oxide film 195. In other
words, 1n the polysilazane silicon oxide film 195, the carbon
concentration of the region close to the boundary between the

CVD silicon oxide film 18 and the polysilazane silicon oxide
f1lm 195 1s higher than that of the other regions.

The select transistors, memory cells and the like are cov-
ered with an interlayer insulating film 26. Further, a high-
concentration diffusion layer 27 1s formed 1n a surface region
of the silicon substrate 10, and a bit line 29 1s connected to the
high-concentration diffusion layer 27 via a contact plug 28.

A method of manufacturing the NAND-type flash memory
described above will now be described with reference to
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FIGS. 6 to 18. It should be noted here that FIGS. 6 to 18
correspond to cross sections taken along the line A-A'in FIG.
1.

First, as shown 1n FIG. 6, a silicon oxide film (510, film)
having a thickness of about 10 nm 1s formed as the tunnel
insulating film 11 on the silicon substrate (semiconductor
substrate) 10. Then, polysilicon films 12a¢ and 125 having a
total thickness of about 150 nm 1s formed as the tloating gate
clectrode film 12 on the tunnel insulating film 11. Further, a
silicon nitride film (S1,N, film) having a thickness of about

100 nm, which 1s for use 1n pad 1s formed on the polysilicon
film 1256. After that, as shown in FIG. 7, a mask film 15 1s
formed on the silicon nitride film 14.

Next, as shown 1n FIG. 8, the mask film 15 1s patterned, and
with use of the patterned mask film 15 as the mask, the silicon
nitride film 14, the floating gate electrode film 12, the tunnel

insulating film 11, the silicon substrate 10 are patterned by an
RIE (reactive 10n etching) method. Thus, an 1solation trench
16 having a depth of about 450 nm for use of STI (shallow

trench 1solation) 1s formed.

It should be noted that 1t 1s alternatively possible though it
1s not 1llustrated 1n the figure that the surface of the 1solation
trench 16 1s oxidized by a normal thermal oxidization method
to form a thermal oxidation film having a thickness of about
3 nm after the step shown 1n FIG. 8. With this thermal oxi-
dization film, the exposed portion of the edge of the tunnel
isulating film 11 can be protected. Further, 1t 1s possible to
form an oxide film on the surface of the 1solation trench 16 by
a radical oxidizing method. With use of the radical oxidizing
method, 1t 1s possible to form an oxide film with uniform
properties, which 1s not dependent on the plane orientation of
silicon. Furthermore, the side surfaces of the silicon nitride
film 14 may be slightly oxidized.

Next, as shown in FI1G. 9, the CVD silicon oxide film (first
insulating film) 18 1s deposited by an HDP (high density
plasma)-CVD (chemical vapor deposition) method on an
underlying region obtained by the process shown 1n FIG. 8.
With this process, the 1solation trench 16 i1s not completely
filled with the CVD silicon oxide film 18, and the CVD
s1licon oxide film 18 has a recess portion 17 created due to the
1solation trench 16. It should be noted that the height from an
interface between the silicon substrate 10 and the tunnel
insulating film 11 to the bottom surface of the recess portion
17 should be set to, for example, at least about 80 nm.

Next, as shown 1in FIG. 10, water 1s adhered onto the
surface of the CVD silicon oxide film 18, thereby forming a
water layer 20. The formation of the water layer 20 1s con-
ducted, for example, 1n the following manner. That 1s, first, a
substrate having a structure illustrated 1n FIG. 9 1s placed in a
refrigerator and 1t 1s maintained 1n a cooled state. For
example, the cooling temperature 1s set to =5° C., and the
cooling time period 1s set to 15 minutes or longer. After that,
the cooled substrate 1s taken out of the refrigerator to release
it from the cooled state. After taking the substrate out of the
refrigerator, 1t 1s held 1n a carnier box or the like, in which the
temperature and humidity are controlled to 20° C. and 60%,
respectively, for about 10 minutes. Thus, condensation occurs
on the surface of the CVD silicon oxide film 18, thereby
forming the water layer 20. It should be noted that a cooling
plate that uses a cryo-pump, liquid nitrogen or the like, may
be used to cool down the substrate.

Next, as shown in FIG. 11, a perhydrosilazane polymer
solution layer (polysilazane solution layer) 19 1s formed as a
polymer solution layer that contains a silicon-containing,
polymer, on the water-adhered CVD silicon oxide film 18.
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More specifically, the CVD silicon oxide film 18 1s coated
with the polysilazane solution by spin coating to have a thick-
ness of 600 nm on a flat surface region.

Next, as shown 1n FIG. 12, the solvent contained 1n the
polysilazane solution layer 19 is volatilized by the baking
process, thereby forming the perhydrosilazane polymer film
(polysilazane film) 19a. The conditions for the baking pro-
cess are, for example, a temperature of 80 to 150° C. and a
time period of 3 minutes. The recess portion 17 of the CVD
silicon oxide film 18 1s completely filled with the polysila-
zane 11lm 19a.

Further, the substrate on which the polysilazane film 194 1s
formed 1s let stand, for example, at room temperature for 1
hour or more. As a result, polysilazane reacts with water to
produce a silicon oxide 1n the vicinity of the boundary 30
between the CVD silicon oxide film 18 and the polysilazane
film 19qa. That 1s, since polysilazane reacts extremely easily
with water, polysilazine 1s converted into silicon oxide (510,)
due to the self-bridging property of polysilazane. The conver-
sion of polysilazane 1nto silicon oxide starts already before
the baking process. Here, the conversion of polysilazane into
s1licon oxide 1s further promoted by maintaining the substrate
at room temperature. It should be noted that the polysilazane
film 19a contains a remainder of dibutylether, which 1s the
solvent, but dibutylether 1s hydrophobic, and therefore 1t will
never mix with water.

When the silicon oxide 1s produced as described above, the
granular portion containing silicon oxide 1s formed 1n the
vicinity of the boundary 30 between the CVD silicon oxide
f1lm 18 and the polysilazane film 19a. In the granular portion,
carbon contained 1n the solvent of the polysilazane solution
layer 19 1s captured. In other words, the granular portion 1s
formed while capturing carbon contained 1n the polysilazane
solution layer 19. Consequently, 1n the region close to the
boundary between the CVD silicon oxide film 18 and the
polysilazane film 19a, the carbon concentration 1s higher than
that of the other region. The above-described phenomenon
will now be described 1n detail.

As shown 1n the SEM photograph of FIG. 19, if water 1s
present on the surface of the silicon substrate while applying
the polysilazane solution on the silicon substrate, a gel-like
foreign matter 1s formed on the surface of the silicon sub-
strate.

FIGS. 20A, 20B and 20C each are a diagram illustrating the
result of SEM-EDX analysis on the surface region of the
silicon wafer shown 1n FI1G. 19. FIG. 20A shows the result of
the analysis at a position where the foreign matter 1s formed
(position A), FIG. 20B shows the result of the analysis at a
position close to the fore1gn matter (position B), and FI1G. 20C
shows the result of the analysis at a position far from the
foreign matter (background). At the position where the for-
eign matter 1s formed shown 1n FIG. 20A, the peak for carbon
(C) 1s significantly high as compared to the case shown 1n
FIG. 20C. On the other hand, at the position close to the
foreign matter shown in FIG. 20B, the peak for carbon (C) 1s
low as compared to the case shown i FIG. 20C. This fact
indicates that the foreign matter 1s formed while capturing
carbon located 1n the vicinity of the foreign matter. Therefore,
it 1s considered that the granular portion containing silicon
oxide 1s formed due to the foreign matter.

As can be understood from the description provided above,
when water 1s adhered 1n advance onto the surface of the CVD
s1licon oxide film, carbon contained in the polysilazane solu-
tion can be captured while producing the granular portion due
to the reaction between polysilazane and water. In other
words, 1t 1s possible to collect carbon present in the vicinity of
the boundary between the CVD silicon oxide film and the
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polysilazane film. Further, silica conversion 1s accelerated at
the interface between CVD silicon oxide film and the polysi-
lazane f1lm. Accordingly, substitution reaction between nitro-
gen and oxygen occurs remarkably in the polysilazane film
near the interface, and ammonia 1s removed from the film. AS
a result, 1t 1s possible to lower the nitrogen concentration 1n
the f1lm. In this manner, such a problem can be prevented that
carbon atoms are piled up on the side and bottom surfaces of
the 1solation trench to create a space charge, thereby signifi-
cantly varying the shift amount (AV1b) of the field inversion
voltage of the transistor.

FIG. 21 15 a diagram 1llustrating the result of evaluation of
a C-V characteristics of each of various types of MIS capaci-
tors each having such a structure that an msulating film 1s
formed on a conductive silicon substrate and a polysilicon
clectrode 1s formed on the 1nsulating film. Sample A (com-
parative example) and sample B (embodiment of the present
invention) indicate cases where a stack of an HDP-CVD
silicon oxide film (having a thickness of 170 nm) and a
polysilazane silicon oxide film (having a thickness 01 400 nm)
was used as an msulating film. An only difference between
these cases 1s that the condensation treatment was not carried
out on the HDP-CVD silicon oxide film 1n Sample A, whereas
the condensation treatment was carried out onto the HDP-
CVD silicon oxide film 1n Sample B. Sample C indicates a
case where a single-layer film of an HDP-CVD silicon oxide
f1lm having a thickness of 570 nm was used as an insulating
film. As shown 1n FIG. 21, the sample of the embodiment of
the present mvention (that 1s, Sample B) exhibited a shiit
amount AVib of the flat band voltage and a variation of AVib
which were significantly improved as compared to those of
the sample of the comparative example (that 1s, Sample A), to
become closer to the characteristics of the single-layer film of

HDP-CVD silicon oxide film (Sample C).

In the meantime, an HDP-CVD silicon oxide film was
formed on the surface of a silicon substrate, and the HDP-
CVD silicon oxide film was subjected to the condensation
treatment. After that, a polysilazane silicon oxide film having
a thickness of 600 nm was formed, and thus a sample was
prepared. The obtained sample was subjected to a SIMS
(secondary 10n mass spectroscopy) analysis. In the SIMS
analysis, sputtering 1s carried out from the back surface of the
substrate (backside-SIMS). The results of the analysis indi-
cated that carbon peak, which was not found 1n the prior art,
was detected 1n the interface between the HDP-CVD silicon
oxide film and the polysilazane silicon oxide film. Although
nitrogen peak corresponding to pile-up at the interface
appears 1n an ordinary case, 1t 1s remarkably lowered 1n the
above sample.

As can be understood from the technical fact described
above, when the water adhesion treatment (condensation
treatment) 1s performed onto the surface of the CVD silicon
oxide film 1n advance, carbon atoms can be etlfectively col-
lected 1n the boundary between the CVD silicon oxide film
and the polysilazane silicon oxide film.

After the step shown 1n FIG. 12, a curing process 1s carried
out as shown 1n FI1G. 13. With this curing process, the polysi-
lazane film 19a 1s converted into the polysilazane silicon
oxide film 195. More specifically, a high-temperature heat
process 1s carried out under an atmosphere of water vapor.
With the heat process, the following reaction occurs:

(SiH,NH), +220—1SiO,+#NH,
To explain, polysilazane reacts with oxygen (O) created by

decomposition of water vapor (H,O+0O,), to produce S10,
(s1licon oxide: silica) and NH; (ammonia). It should be noted
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here that the surface of the device region 1s covered by the
silicon nitride film 14, and therefore 1t 1s not oxidized.

In the curing process described above, the conversion of
polysilazane 1nto silicon oxide takes place 1n the surface side
of the polysilazane film 19a. In addition, since condensation
process 1s performed on the surface of the CVD silicon oxide
film 18, the conversion takes place from the boundary
between the CVD silicon oxide film 18 and the polysilazane
f1lm 194, as well. In this manner, it 1s possible to suificiently
convert polysilazane into silicon oxide. For example, when
pyrogenic oxidation 1s carried out in an atmosphere of water
vapor at a temperature of 850° C. for about 30 minutes, 1t 1s
possible to fully convert polysilazane into silicon oxide.

FIG. 22 1s a diagram 1llustrating the result of measurement
of the rate of film contraction caused by the curing process.
With the conventional technique (without a condensation
treatment), the film contraction rate caused by the curing
process 15 about 10%, whereas with the method of the
embodiment of the present invention (with a condensation
treatment), the film contraction rate caused by the curing
process 1s about 5 to 6%. With the conventional method
without a condensation treatment, low-molecular compo-
nents of polysilazane present 1n the polysilazane film easily
volatilizes during the curing process, and therefore the film
contraction rate 1s high. With the method of the embodiment
ol the present invention, the bridging reaction of polysilazane
has been proceeding belfore the curing process because of the
presence ol water. Therefore, it 1s considered that the low-
molecular components of polysilazane 1s not easily released
during the curing process. Thus, the embodiment of the
present invention has a low film contraction rate caused by the
curing process, and therefore 1t 1s possible to relax the stress
in the curing process more as compared to the case of the prior
art technique, thereby preventing peeling-oif of the film.

Further, 1n this embodiment, the granular portion that con-
tains silicon oxide 1s formed due to the presence of water as
mentioned above. The granular portion can absorb the stress
created during the film contraction. Theretfore, the stress dur-
ing the curing process can be relaxed in this regard as well.
Further, after carrying out the curing process, the granular
portion can serve to relax the internal stress, and therefore the
peeling-oif of the film can be prevented even better.

FI1G. 23 1s a diagram 1llustrating, by box plots, the result of
evaluation of variation 1n the etching amount 1n a vicinity of
an 1solation trench when carrying out wet-etching on the
cured sample with use of a hydrofluoric acid-based (HF-
based) etching solution. As 1s understood from this diagram,
the vaniation in the etching amount1s significantly reduced by
the method of this embodiment (with condensation process)
as compared to the prior art method (without condensation
process). With the method of this embodiment, oxidation
takes place from both of the upper and lower sides of the
polysilazane film during the curing process. Therefore, it 1s
considered that polysilazane 1s evenly converted into silicon
oxide, thereby reducing the variation 1n etching amount.

After the step shown 1n FIG. 13, the cured polysilazane
s1licon oxide film 195 1s subjected to the densitying process as
shown 1n FIG. 14. For example, a heat process at a tempera-
ture of about 850° C. 1s carried out 1n an atmosphere of
oxidizing gas or inert gas, and thus NH; and H,O remaining
in the polysilazane silicon oxide film 195 are released there-
from, thereby making 1t possible to obtain a silicon oxide film
of a higher density. At the same time, the CVD silicon oxide
film 18 1s densified as well. Here, the surface of the element
region 1s covered by the silicon nitride film 14, and therefore
it 1s not oxidized. It should be noted that the desnsitying
process may be carried out using an ordinary furnace or by
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means of RTA (rapid thermal annealing). When employing
the RTA, the heat process 1s carried out, for example, at a
temperature of 900° C. and for about 20 seconds.

In the curing or densifying process described above, it 1s
generally not possible to carry out the heat process at a tem-
perature exceeding 850° C. for a long period of time. If the
heat process 1s carried out under such conditions, a bird’s
beak 1s created at an end portion of the tunnel oxide film. In
other words, there 1s a limitation to the heat processing tem-
perature while converting polysilazane into silicon oxide. For
this reason, the polysilazane film cannot be fully converted
into a silicon oxide film with the prior art method, thereby
making the etching rate of the polysilazane silicon oxide film
1956 higher as compared to the case of the CVD silicon oxide
film 18. With the method of this embodiment, oxidation takes
place from both of the upper and lower sides of the polysila-
zane {ilm. Consequently, the polysilazane film can be fully
converted into an silicon oxide film, and the etching rate of the
polysilazane silicon oxide film 1956 can be made closer to that

of the CVD silicon oxide film 18.

In the conversion of a polysilazane film 1nto an silicon
oxide film, the depth that the oxidizer reaches varies generally
depending on the width of the i1solation trench. With the
conventional method, the oxidation 1s carried out only from
the upper side of the polysilazane film, and therefore the film
quality of the insulating film formed 1n the 1solation trench 1s
dependent on the width of the pattern. By contrast, with the
method of this embodiment, the oxidation takes place 1n both
of the upper and lower sides of the polysilazane film. There-
fore, 1t 1s possible to form an insulating film of a uniform
quality 1n the 1solation trench without depending on the pat-
tern width.

After the step shown 1n FIG. 14, the CVD silicon oxide film
18 and the polysilazane silicon oxide film 195 are planarized
by CMP (chemical mechanical polishing) as shown 1n FIG.
15. In the CMP, the silicon nitride film 14 serves as a stopper.
When the CMP 1s carried out with use of a polisher made of
colloidal silica as 1ts base material, the polishing rate of the
s1licon nitride film 14 to that of the CVD silicon oxide film 18
and the polysilazane silicon oxide film 195 can be set to 50 or
more.

Next, as shown 1n FIG. 16, the CVD silicon oxide film 18

and the polysilazane silicon oxide film 195 are etched back
using an hydrotluoric acid (HF)-based etching solution.

As already mentioned, with the prior art method, the pol-
ysilazane {ilm cannot be fully converted into the silicon oxide
f1lm, and therefore the etching rate of the polysilazane silicon
oxide film 195 becomes higher as compared to the case of the
CVD silicon oxide film 18. Consequently, the etch-back pro-
cess cannot be conducted 1n an even manner, thereby creating
such problems that part of the CVD silicon oxide film 18
remains along the side walls of the 1solation trench and the
depth of the etch-back varies from one place to another.

With the method of this embodiment, the polysilazane film
can be fully converted 1nto the silicon oxide film, and there-
fore the etching rate of the polysilazane silicon oxide film 195
can be made close to that of the CVD silicon oxide film 18.
More specifically, the etching rate ratio can be reduced to, for
example, 1.5 or less. Consequently, the etch-back process can
be conducted 1n an even manner, thereby making 1t possible to
have the CVD silicon oxide film 18 and the polysilazane
silicon oxide film 196 remaining 1n the 1solation trench at a
desired even height.

Next, as shown 1n FIG. 17, the silicon nitride film 14 is
removed using a hot phosphoric acid solution as the etching
solution.
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Subsequently, as shown in FIG. 18, the inter-electrode
insulating film 22 made of an ONO film 1s formed on the
surface of the floating gate electrode film 12 and the surface of
the 1solation portion made of the CVD silicon oxide film 18
and the polysilazane silicon oxide film 1956. Then, the control
gate electrode film 23 1s formed on the inter-electrode 1nsu-
lating film 22. Further, the tunnel nsulating film 11, the
floating gate electrode film 12, the inter-electrode msulating
f1lm 22 and the control gate electrode film 23 are patterned 1n
a direction perpendicular to the extending direction of the
isolation trench. In this manner, a gate structure formed of the
tunnel mnsulating film 11, the floating gate electrode film 12,
the inter-electrode insulating film 22 and the control gate
electrode film 23 1s obtained. Further, a source-drain diffu-
sion layer (not shown) 1s formed and then the interlayer
insulating film 26 1s formed.

For the non-volatile memory cell, the capacitance ratio
(coupling rati0) between a capacitance C1 based on the tunnel
insulating film 11 and a capacitance C2 based on the inter-
clectrode 1nsulating film 22 1s very important. As shown 1n
FIG. 18, the inter-electrode msulating film 22 1s formed on the
upper surface and side surfaces of the tloating gate electrode
f1lm 12, 1t 1s important to accurately control the height of the
upper surface of the 1solation 1nsulating portion to increase
the accuracy of the capacitance C2. As already mentioned,
with use of the method of this embodiment, it 1s possible to
accurately control the height of the upper surface of the 1so-
lation insulating portion, and therefore the variation of the
capacitance ratio can be reduced.

Although the steps after that are not 1llustrate 1n the figure,
contacts, wirings, etc. are formed, and thus a NAND-type
flash memory 1s formed.

As described above, according to this embodiment, water
1s adhered onto the CVD silicon oxide film (first mnsulating
film) and the polysilazane solution layer 1s formed on the
water-adhered CVD silicon oxide film. With this structure,
s1licon oxide 1s formed not only on the upper surface side but
also on the lower surface side during the formation of the
polysilazane silicon oxide film (second 1nsulating film). Con-
sequently, polysilazane can be fully converted into silicon
oxide, thereby making it possible to form a polysilazane
silicon oxide film with less variation and uniform quality.
Therefore, the etching rate of the polysilazane silicon oxide
film can be made close to that of the CVD silicon oxide film.
Consequently, when forming the 1solation portion in the 1s0-
lation trench, the height of the upper surface of the 1solation
portion can be accurately controlled.

Further, according to this embodiment, due to the reaction
between the water adhered to the CVD silicon oxide film and
polysilazane contained in the polysilazane solution layer,
s1licon oxide 1s already formed 1n the vicinity of the boundary
between the CVD silicon oxide film and the polysilazane film
betfore carrying out a high-temperature heat process such as
the curing process. Therefore, the film contraction caused by
the high-temperature heat process such as curing process can
be reduced, and therefore it 1s possible to relax the stress
created during the conversion of the polysilazane film 1nto the
silicon oxide film. Further, in this embodiment, the granular
portion that contains silicon oxide 1s formed in the vicimity of
the CVD silicon oxide film due to the presence of water
adhered to the CVD silicon oxide film. The granular portion
can absorb the stress created during the film contraction.
Theretore, the stress during a high-temperature heat process
such as the curing process can be relaxed. Further, after car-
rying out the curing process and desnsifying process, the
granular portion can serve to relax the internal stress 1n the
vicinity of the boundary between the CVD silicon oxide film
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and the polysilazane silicon oxide film. In this manner, the
peeling-off of the film caused by the stress can be prevented
with this embodiment.

Further, according to this embodiment, the granular por-
tion that contains silicon oxide can capture carbon atoms
contained in the polysilazane solution layer. Therefore, 1t 1s
possible to collect carbon atoms 1n the vicinity of the bound-
ary between the CVD silicon oxide film and the polysilazane
silicon oxide film. In this manner, such a problem can be
prevented that carbon atoms are piled up 1n the interface
between the CVD silicon oxide film and the underlying
region. Therefore, 1t 1s possible to suppress the adverse etffect
of carbon on the semiconductor device. Further, silica con-
version 1s accelerated at the interface between CVD silicon
oxide film and the polysilazane film. Accordingly, substitu-
tion reaction between nitrogen and oxygen occurs remark-
ably 1n the polysilazane film near the interface, and ammonia
1s removed from the film. AS aresult, 1t 1s possible to lower the
nitrogen concentration in the film.

In the embodiment described above, there 1s only one step
of forming the polysilazane solution layer on the CVD silicon
oxide film, but 1t 1s alternatively possible to carry out the step
of forming the polysilazane solution layer two times or more.
The method of such a case where the step of forming the
polysilazane solution layer 1s carried out two times or more
will now be described with reference to FIGS. 24 and 25.

First, as shown 1n FIG. 24, the resultant 1s subjected to the
baking process and 1s let stand 1n the step of F1G. 12, and then
the upper portion of the polysilazane film 194 1s removed by
ctching. After that, as 1n a similar manner to that described 1n
the embodiment, water 1s adhered onto the surface of the stack
f1lm of the CVD silicon oxide film 18 and polysilazane film
19a, and further the polysilazane solution layer 41 1s formed
on the water-adhered stacked film.

Next, as shown 1n FIG. 25, as 1n a similar manner to that
described 1n the embodiment, the polysilazane solution layer
41 1s subjected to the baking process to volatilize the solvent,
thereby forming the second polysilazane film (not shown).
After that, the first polysilazane film 19a¢ and the second
polysilazane film are subjected to the curing process and
densifying process, thereby obtaining the first polysilazane
silicon oxide film 194 and the second polysilazane silicon
oxide film (not shown). In this case as well, a granular portion
1s created 1n the vicinity of the boundary between the second
polysilazane silicon oxide film and the stack film of the CVD
s1licon oxide film 18 and the first polysilazane silicon oxide
film 1954 by the same principle described 1n the embodiment.
This granular portion includes silicon oxide that captured
carbon atoms contained 1n the first polysilazane film 19a. In
other words, carbon atoms contained 1n the first polysilazane
film 19a can be collected 1n the vicinity of the boundary

between the second polysilazane silicon oxide film and the
stack f1lm.

Subsequently, the second polysilazane silicon oxide film,
the first polysilazane silicon oxide film 196 and the CVD
silicon oxide film 18 are etched back, thereby obtaining a
structure as shown 1n FIG. 25. That 1s, with this etch-back
process, the second polysilazane silicon oxide film 1s com-
pletely removed, and the upper portion of the stack film of the
CVD silicon oxide film 18 and the first polysilazane silicon
oxide film 1954 1s removed. As a result, the silicon oxide that
captured the carbon atoms, which 1s formed in the vicinity of
the boundary between the second polysilazane silicon oxide
film and the stack film 1s removed at the same time.
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Thus, with the method described above, carbon atoms con-
tained 1n the first polysilazane film 19a can be collected 1n the
vicinity of the boundary between the second polysilazane
silicon oxide film and the stack film. With this structure, it 1s
possible to set the carbon atoms contained 1n the first polysi-
lazane film 19a distant from the surface of the silicon sub-
strate, thereby making it possible to suppress the adverse
elfect on the semiconductor device by carbon. Further, by
removing the silicon oxide 1n which carbon atoms are cap-
tured, the adverse effect on the semiconductor substrate can
be further suppressed.

In the above-described method, the adhesion of water 1s
carried out before converting the first polysilazane film 19a
into a polysilazane silicon oxide film, but it 1s alternately

possible to carry out the water adhesion process after convert-
ing the first polysilazane silicon 19q into the polysilazane

silicon oxide film 1956 (see FIGS. 13 and 14). The water
adhesion process can be carried out after the curing process of

the polysilazane film 19q or after the densifying process. In

this case as well, carbon atoms contained 1n the first polysi-
lazane silicon oxide film can be collected 1n the vicinity of the
boundary between the second polysilazane silicon oxide film
and the stack film of the CVD silicon oxide film 18 and the
first polysilazane silicon oxide film 195 by the same principle
described in the embodiment. Theretore, the adverse effect on
the semiconductor substrate by carbon can be suppressed in

the same manner as that of the betore-described method.

The above-described embodiment was described 1n con-
nection with the case where a stack film of a CVD silicon
oxide film and a polysilazane silicon oxide film 1s formed 1n
an 1solation trench, but 1t 1s alternatively possible to apply the
method described 1n the embodiment to some other regions
than the 1solation trench. For example, 1n the case where an
interlayer msulating film 1s formed on an underlying region
having recesses and projections, the above-described method
can be applied to form an interlayer msulating film. In this
manner, an interlayer insulating film that 1s fully converted
into silicon oxide and has a umiform quality can be formed.

Further, in the above-described embodiment, water 1is
adhered directly onto the surface of the CVD silicon oxide
f1lm 18, but1t1s alternatively possible to first form a thin oxide
f1lm having a high water-absorptive property such as a BPSG
film on the CVD silicon oxide film 18 and then adhere water
onto the CVD silicon oxide film 18 with the thin oxide film.

Furthermore, the above-described embodiment was
described 1n connection with the cases where polysilazene 1s
used as a polymer containing silicon, but 1t 1s alternatively
possible to use some other polymers as long as they are
converted 1nto silicon oxides by a heat process and they easily
react with water to produce silicon oxides, for the application
ol the same method as of the above-described embodiment.

Additional advantages and modifications will readily
occur to those skilled 1n the art. Therefore, the invention 1n 1its
broader aspects 1s not limited to the specific details and rep-
resentative embodiments shown and described herein.
Accordingly, various modifications may be made without
departing from the spirit or scope of the general mventive
concept as defined by the appended claims and their equiva-
lents.
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What 1s claimed 1s:
1. A method of manufacturing a semiconductor device,
comprising;
forming a {irst insulating film containing silicon oxide as a
main mgredient, on an underlying region;
adhering water to the first insulating film;

forming a polymer solution layer containing a silicon-
containing polymer on the water-adhered first insulating,

film; and

forming a second insulating film containing silicon oxide
as a main 1ngredient from the polymer solution layer,

wherein forming the second insulating film includes form-
ing silicon oxide by a reaction between the polymer and
water adhered to the first insulating film.

2. The method according to claim 1, wherein

the underlying region has a trench,

the first msulating film has a recess portion due to the
trench, and

the second 1nsulating film fills the recess portion.

3. The method according to claim 2, wherein the trench 1s
an 1solation trench.

4. The method according to claim 3, wherein the 1solation
trench 1s formed by patterning a semiconductor substrate, a
first gate msulating film formed on the semiconductor sub-
strate, and a first gate electrode film formed on the first gate
insulating film.

5. The method according to claim 4, further comprising:

forming an 1solation insulating portion in the isolation

trench by etching the first insulating film and the second
insulating film;

forming a second gate insulating film on the first gate

clectrode film and the 1solation 1nsulating portion; and
forming a second gate electrode film on the second gate
insulating film.

6. The method according to claim 1, wherein forming the
s1licon oxide includes forming a granular portion containing,
s1licon oxide 1n a vicinity of the first insulating film.

7. The method according to claim 6, wherein carbon con-
tained 1n the polymer solution layer 1s captured 1n the granular
portion.

8. The method according to claim 1, wherein

the second insulating film includes a first portion 1n a

vicinity of a boundary between the first insulating film
and the second insulating film, and a second portion that
1s a portion other than the first portion, and

a carbon concentration of the first portion 1s higher than

that of the second portion.

9. The method according to claim 1, wherein

adhering water to the first msulating film 1ncludes main-
taining the first insulating film 1n a cooled state and
releasing the first mnsulating film from the cooled state.

10. The method according to claim 1, wherein

forming the second insulating film includes forming a
polymer film by volatilizing a solvent contained in the
polymer solution layer and subjecting the polymer film
to a heat process.

11. The method according to claim 1, further comprising:
ctching the first and second 1nsulating films.
12. The method according to claim 1, further comprising:
adhering water to the second 1nsulating film;

forming an additional polymer solution layer containing a
s1licon-containing polymer on the water-adhered second
insulating film; and

forming silicon oxide 1 which carbon contained 1n the
second mnsulating film 1s captured by a reaction between



US 7,416,955 B2

13 14

the polymer contained 1n the additional polymer solu- forming an additional polymer solution layer containing a
tion layer and water adhered to the second insulating silicon-containing polymer on the water-adhered poly-

film. mer film; and
forming silicon oxide in which carbon contained in the
_ _ _ _ 5 polymer {film 1s captured by a reaction between the poly-
13. T?e met%lod accoirdmg to claim 1, wherein forming the mer contained in the additional polymer solution layer

second insulating film includes: and water adhered to the polymer film.

forming a polymer film by volatilizing a solvent contained 14. The method according to claim 1, wherein the silicon-

in the polymer solution layer; containing polymer 1s perhydrosilazane polymer.

adhering water to the polymer film; £k k% ok
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